. Total energies (eV) of the three different conformations of DTBT and DTF2BT calculated with Gaussian at the B3LYP/6-31G* level of theory. The X-ray crystal structure of DTBT The C(10)-based thiophene ring in the structure of DTBT (Fig. S4 ) was found to be disordered, and two orientations were identified of ca. 71 and 29% occupancy (corresponding to a swapping of the sulphur position between the two α sites. Fig. S5 ). The geometries of the two orientations were optimised, the thermal parameters of adjacent atoms were restrained to be similar, and only the nonhydrogen atoms of the major occupancy orientation were refined anisotropically (those of the minor occupancy orientation were refined isotropically).
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Crystal data for
The X-ray crystal structure of DTF2BT
Crystal data for DTF2BT: C 14 H 6 F 2 N 2 S 3 , M = 336.39, monoclinic, P2 1 /c (no. 14), a = 15. Both the C(10)-and C(15)-based thiophene rings in the structure of DTF2BT (Fig. S6 ) were found to be disordered. In each case two orientations were identified, of ca. 86:14 and 69:31% occupancy for the C(10)-and C(21)-based rings respectively. The geometries of all four rings were optimised, the thermal parameters of adjacent atoms were restrained to be similar, and only the non-hydrogen atoms of the major occupancy orientations were refined anisotropically (those of the minor occupancy orientations were refined isotropically). In each case, the disorder amounts to a swapping of the sulphur position between the two α sites (Fig. S7) . Figure S4 . The crystal structure of DTBT (50% probability ellipsoids). 
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